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AUTHORS
TITLE:
PERIODICAL:

ABSTRACT:

Card 1/2

Vol'pin, Il. Ye., Dulova, V. C., Rursanov, L.

+y Corrcsponding
Member, AS USSR

Formation of Tropilium in the Reaction of slonchalocarbenes
With Benzene

Doklady Akademii rauk SSSR, 1959, Vol 128, ILr 5,
pPp 951 - 952 (USSR)

The reaction of hydrogen peroxide with tropilium salts causes
the elimination of one carbon atom and benzene formation as

was proved by the authors some tinme ago (Ref 1). An inverse
reaction, however, has so far not been known (extension of

the benzene cycle with the formation of a tropilium cation).
There exist only indirect data (Ref 2). The avthors have proved
that small quantities of tropilium bronide are forzed in all
cases if potassium tert-butylate acts on CHQClz, CHzBr2 or

CH2J2 in a benzene medium and hydrogen bronide treatment follows.

This may be explained by intermediate formation of the mono-
halocarbenes CHX and their interaction with benzene (see Dia-
gram). The concentration of the initial substiarces and the W

RNREE
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Forumation of Tropilium in the Reaction of Monohalo- sov/zo-128-3-24/57
carbenes With Benzene

duration of reaction are of no importance for the yield. The
tropilium yield increases slightly with tempcrature. The reaction
investigated by the authors is the first case of formation

of nonsubstituted monohalocarbenes observed. The rate of al-

coholysis of haloid methylenes increases following the SH2 me-

chanism according to the order CH2012< CH23r5<CH2J2 (Ref 4)

whereas the yield of the tropilium salt increates in inverse
order (in agreement with reference 5). There are § references,
2 of which are Soviet.

ASS50CIATICYN: 1Institut elementoorganicheskikh soyedineriy Akademii nauk SSSR
(Institute of Elemental-organic Compounds of the Acadeny of
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AUTHORS: Kursanov, D, Noy Corresponding Member 50V/20-128-6-27/63
: T A8 USSR,-Zdanovtch, Vo I., Parnes, Z. N,

TITLE: Application of Cammett's Equation to the Reaction of Isotopic
Exohange of Hydrogen

PERIODICAL: Doklady Akademii nauk S5SRy 1959, Vol 128, Nr 6, pp 1196 - 1197

(vssg) ’
ABSTRACT: The present paper investigates the influence of the substituents
. on the mobility of hydrogen atoms in the methyl group of the

parasubstituted acetophenones. The method chosen for thig pur-
Pose and mentioned in the title is the best one as the initial
and end products are chemically identicel, The reaction medium
remaine unchanged throughout the reaction, From the game point
of view, the very small volume of the substitutent (deuteron)
is favorabdble, Consequently, the steric factors cannot be de-
cisive for thig reaction, Although the applicability of
Gamuett's equation (Ref 1) was investigated for many reactions
(Ref 2), 1t had not yet been used for the purpose mentioned in
the title. This gap has been cloged by the authors. The said re-~
action was carried out in a large excesa of absolute deutero-
Card 1/2 ethanol., Sodium ethylate was used as a catalyst, The velocity
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Application of Gammett's Equation to the Reaction of 80V/20-128-6-27/63
Isotopic Exchange of Hydrogen

exchange of acetophenone and itg bparasubstituted derivatives;

- nitro-, bromo=, dimethylamine-, and methoxy acetophenons, fur-
ther of the p-acetyl-diphenyl and 4~nitro-4'-acetyl diphenyl
(Table 1) were determined. Figure 1 shows a diagram on the de-
pendence of the logaritha of the velooity constant of the hydro-
gen-exchange reaction of the substituted acetophenones upon the
constant of the substituent d-paraposition, Hence, it appears
that thie dependence ia éxpressed by a straight line. Thus, it
wag confirmed that Gammett's equation maintaing its validity for
the said reaction in an alkaline medium, The value found for
the reaction ig 1.43. The correlation coefficient T e 0,99,-
There are 1 figure, 1 table, and 4 references,

ASSOCIATION: Ingtitut olementoorganichenkikh soyedineniy Akademii nauk S33R
(Institute of Elemental-organio Compounds of the Academy of
Sciences, USSR)

SUBMITTED: July 3, 1959
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AUTHORS: Setkina, V. N., Kursanov, D. ¥, S0V/2-59-3-8/37
TITLE: Investigation of Hydrogen Exchange of Triarylcarbinols and

Arylalkylcarbinols With Acids (Izucheniye vodorodnogo obmena
triarilkarbinolov i arilalkilkarbinolov s kislotami)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 3, pp 433-436 (USSR)

ABSTRACT: In the present baper the hydrogen exchange between the terti-
ary aliphatic-aromatic alcohols and D3P04 as well as between

aromatic alcohols and D2304 vas investigated, The investigation
of the hydrogen exchange is difficult in tertiary aliphatic-

.

aromatic alcohols because of their strong tendency toward de-

Phosphoric acid ang tertiary alcohols takes place in absolute
ether solution at low temperatures (-5-0°), For compariason "’
the hydrogen exchange of structurally similar aliphatic and
alicyclic alcohols was investigated (Table 1). Tt may be seen
that the substitution of the aromatic radical for the ali-

Card 1/3 phatic one retards the hydrogen exchange in the tertiary
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Investigation of Hydrogen Exchange of Triarylcarbinols SOV/62-59-3-8/}7
and Arylalkylearbinols With Acids

alcohol to a considerable extent. The investigation of the
hydrogen exchange in tertiary aromatic alcoholg = triaryl-
carbinols - does not offer great difficulties asince these
alcohols have no tendency towards dehydrogenation and form
with strong acids homogeneous celored folutions which contain
the triarylcarbonium ions. The investiga.ion results of the

hydrogen exchange of friarylcarbinols wita anhydrous D2804 '
at 209 are given in table 2. It was found that no hydrogen

exchange takes place there, The cause for it might be the

delocalization of the positive charge: + //CH5
F)
+ \033

Under the same conditions under which benzene itself and its
homologues readily exchange hydrogen, no exchange of the
hydrogen atonms directly combined with the benzene nucleus
was observed in the substances investigated, This might be
Card 2/5 due to the fact that, as a consequence of the positive cherge

et
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of carbonium ions, they hecome inactive with respect to the
reaction of the electrophilic substitution, as represented
by the hydrogen exchange with acids (Ref 3). Apparently, on
dissolution of the triarylearbinols in anhydrous sulphurie
acid no sulphonation takes place for the same reason. There

[s]

are 2 tables and 3 references, 1 of which is Soviet.

Institut elementoorganicheskikh soyedineniy Akadenii nauk SSSR
(Institute of Elemental Organic Compounds of the Academy of
Sciences, USSR)

July 6, 1957
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AUTHORS: Volt'pin, M. Ye., ¥orechkov, {u. D., 807/62-59-3-34/37

) Vursanov, D. N.

TITLE: Diphenyl Cyclopropenone - Three-membered Analogue of Tropone
(pifeniltsiklopropenon = trekhchlennyy analog tropona)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 3, p 560 (USSR)

ABSTRACT : In this letter to the editor the authors write: We obtained
diphenyl cyclopropenone (I) (melting point 1219,

Amax 339 and 291 mp; computed for c15 100t C 87. 36 %, H 4.88 %,

M = 206), This ig the first unsaturated 3-membered ketone to
be described. In spite of the considerable angular tension in
the cycle (I) is a stable substance., It forms 2,4-dinitro
phenyl-hydrazone (melting point 248-249°). In the hydration in
alcohol over platinum black it absorbs 2 mol Hz. Two intense

absorption bands within the range of 1,600 and 1,850 cmm1 may

be observed in the infrared spectrun.

Card 1/}
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Diphenyl Cyclopropenone - Three-membered Analogue S0V/62-59-3-34/37
of Tropone

C6H5 C6H5 C6H5 C6H5
(1) (11) (111)
If HBr is inroduced into the benzene solution of (I) bromide

forms (in form of a monohydrate, melting point 148.5-149.0°;
per cents computed for C15H1302Br: € 59.03, H 4.30, Br 26.19;

% found: C 58.87, H 4.37, Br 25.89) from which the initial

ketone may be regenerated bv the action with weak bases.

Similar salts form with HCl and HJ. The salt-forming properties

of (I) as well as its anomalously high dipole moment 5,08 D

(it was determined by Ya. K. Syrkin and A. N. Shidlovskaya)

are due to the tendency of the cyclopropenone ring towards

the formation of a stable aromatic system of cyclopropenyl (II).

By the action of acids (I) ic trancformed into cation salts of
Card 2/3 dipheny: oxycyclopropenyl (III). Thus, cyclopropenone

SR e s 3
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of Tropone

derivatives are analogues of tropone which has the tendency to
form the 7-membered aromatic system of tropyl. (I) was ob-
tained by the action of dibromo carbene (from bromoforn and
tertiary potassium butylate) on diphenyl acetylene with sub-
sequent hydrolysis. This reaction is the first case of an
interaction between dihnlogen carbenes and compounds containe
ing a triple bond. The applicability of this reaction in the

production of other c¢yclopropenones will be further investig-
ated.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute of Elemental Organic Compounds of the Academy of
Sciences, USSR)

SUBMITTED January 9, 1959
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AUTHORS: Vol'pin, M. Ye., Zhdanova, K. I., S0V/62-59-4-37/42
Kursanov, D, N., Setkina, V. N., Shatenshteyn, A. I.

e et

TITLE: On the Interaction of Tropilium Salts With Electrophilic Rea-
gents (0 vzaimodeystvii soley tropiliya s elektrofil'nymi
reagentami)

PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Wr 4, pp 754-755 (USSR)

ABSTRACT: This is a brief communication on the investigation of the
deuterium exchange of tropilium salt in anhydrous D2804.

It was found that at room temperature the tropilium ion does
not take part in the reaction or the deuterium exchange even
in the course of 168 hours. Thereafter the deuterium exchange
was investigated under aggravated conditions, in liquid DBr

in the presence of AlBrj. It was found that tropilium bromide

doas practically not exchange the deuterium even under aggra-
vated conditions, with AlBr; excess. (The exchange amounts to
no more than 0.9 % in the cdurse of 94 hours). The experiments
showed a strong restraint of the clectrophilic attack in

Card 1/2 tropilium salts. In this respoct tropilium turned out to
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On the Interaction of Tropilium Salts With Electro- SOV/62-59-4-37/42
philic Reagents

be considerably more inactive than benzene and even unsaturated
hydrocarbons. The cause of such a difficult cowse of the
electrophilic substitution in the tropilium ion might be that
all carbon atoms of the tropilium ting have a positive charpe
and the system has an electron deficit. This is in accordance
with the general conception of the effect of the charge on the
deuterium exchange (Ref 5). It can be expected that also other
electrophilic reactions will be as little characteristic of

the tropilium ion and as difficult as the deuterium exchange.
There are 7 references, 4 of which are Soviet.

ASSOCIATION: Institut elementoorganicheskikh goyedineniy Akademii nauk SSSR
(Institute of Elemental-organic Compounds of the Acadeny of
Sciences, USSR). Fiziko-khimicheskiy institut im. Karpova
(Physico-chemical Institute imeni Karpov)

SUBMITTED: September 7, 1958
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Setkina, V. N., Kursanov, D, N., 50V/62-59-4-40/42
Bykova, Ye. V.

On the Mobility of Hydrogen Atoms in Tertiary Alkylchlorides
in the Prosence of Lewis ‘oids (0 podvizhnosti ntomov vodo-
roda v tretichnykh alkilkhloridakh v prisutstvii l'yuisovskikh
kislot)

Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk,
1959, Nr 4, p 758 (USSR)

In this letter to the editor the authors write: "We discovered
that hydrogen atomas acquire proton mobility in tertiary
alkylechlorides in the Presence of salts of coordination-un-
saturated metals belonging to the Lewis acids. Tertiary

butyl chloride, e.g., which does practically not exchange
hydrogen with acetic acid anhydride enriched with deuterium
easily exchanges hydrogen atoms for deuterium in the same
medium at low temperatures in the presence of FeClB, SbCls,
SnCl4, chlz, HgClz, etc., The investigation of the hydrogen
exchange kinetics of tertiary alkyl chlorides showed that
the exchange rate depends mainly on the nature of the metal.

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810004-0"
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On the Mobility of Hydrogen Atoms in Tertiary 50V/62-59-4~40/42
Alkylchlorides in the Presence of Lewls dcids

The lyusic acids can be arranged in the following order
according to their effect on the hydrogen exchange rate:
F6013== Sb015:> Sncl4:>-Zn012:> chlz. This order is similar

to that in which their catalytic activity in the reactions of
the type of the Friedel-Crafts reactions decreases. Ve presume
that the reason for the described effect of Lewls .cids is
that they promote the heterolysis of the carbon-chlorine

bond and that the hydrogen exchange in these cases is
connected with the carbonium ion formation."

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute of Elemental-organic Compounds of the Academy of
Sciences, USSR)

SUBMITTED: January 10, 1959
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B0V/62-59-8-17/42
Kursanov, D. N,, Vitt, s. v,

Mechanism of the Alkylation by Means of the a-Phenethyl-
ammonium-gsubstituted Cation

Izvestiya Akademii nauk S8SR. Otdeleniy~ khimicheskikh naulk,
1959, Nr 8, pp 1445-1452 (USSR)

In the present paper the results of a praevious investigation
(Ref 1) on tlhe alkylation mechanism of bases of various
basicities (aloohols, phenols, and amines) with the optical-
ly active N-trimethyl-a-phenethylammonium chloride are in-
vestigated. In this type of reaction either a fracture of

a few or more bonds, or a temporary existence of free, kine-
tically independent particles results (ions or radicals):
asynchronous reaction (II); or a fracture and simultaneous
(synchronous) (I) new formation of other bondg:

P
e e T
HB:""CH-NMe, ———» HB-CH + NMe "CH-NMe, = CH —» CH-BH
] 3 & 3 3-I{Me§
CH H or CH dn !)H,

The alkylation of the alcohols, phenols, and amines takes place
in such a way as to permit the formation of a new bond of the
carbon atom of the alkylating group in the place of the highest

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810004-0"
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S0V/62-59-8-17/42
Kechanism of the Alkylation by Means of the «--Phenethylammonium-substituted

Cation electron denscity of the substance which is tc be alkylated

(R=Ph-CH-CH )+ In the case of alcohols racemic phenylethyl~
ether is fo;med 88 an intermediary product; the reaction process
is asynchronous. In the casa of phenols (reaorcin, phloro-
lycine) a carbonium ion is formed in the internmediate stage
%Kursanov, Setkina; Ref 12). Thig reaction is also asynchrorous.
The alkylation of ‘the amines investigated (piperidine and mor-
pholine{ was synchronous. The alkylation of the phenylethyl-
ammonium molacules for which a cation is substituted can be
synchronous or asynchronous. The reaction is affected only by
the basicity of the group which is to be substituted. Stronger
basic groups such as amines have 8 synchronous alkylation,
wveakly basic groups, such as alcohols, and phenols, an asyn-
chronous one. The methods of alkylation are described in the
experimental part. There are 1 table and 17 references, 8
of which are Soviet,

ASSOCIATION: Institut elementoorganichaskikh goyedineniy Akademii nauk $SSR
(Institute of Elemental-organic Compounds of the Academy of
Sciences, USSR)

SUBMITTED: November 23, 1957
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5(3) 30V/79-29-5-20/75
ALTIOS: Kudryavtsev, R. V,, Kursanov, D, N., Andrianov, K. A,
TITLE: Investigation of the Reaction Nechanism of the Formation of

Polyorganoboron-Siloxanes by HMeans of the Heavy Oxygen Isotope
(Izuchcniye mekhanizma reaktsii obrazovaniya poliorsanoborosilok-
sanov 8 pomoshch'yun tyazhelogo izotopa kisloroda)

PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Nr 5,
PP 1497 - 1499 (UssSR)

ABSTRACT: In the present paper the breaking of the chains was investigated,
that takes place during the formation of polyorganoboron-siloxancs,
For this purpose trimethyl borate and tetramethoxy-silane with
e higher concentration of the heavy oxygen isotope 018 (excess of

O18 0.40 at¥%) were prepared, By interaction of tetramethoxy-si-

lane and triacetoxy-horon according to scheme (1)

- 18 . 18 .
(1) 351G 0 CH3)4 + 4B(OICOCH§)5 - 120115coo 0&3

methyl acetate was obtained, It contained the total excess-om.
Accordingly, a breaking of the S$1-0 and C-C-bonds takes place
Card 1/3 there, The 0-C-bonds in tetrame thoxy~silane and B-U-bonds in

APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810004-0"
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triacetoxy-boron are maintained. During the reaction of ri-
methylborate with diethyl-diacctoxy-silanc according to scheme (2)
(2) 28 0180113)3 + 3(0,H5),s1 (07 cocii,), — 60115000180}1,}

not the C-0- and Si-O-bonds arc broken, as expccted, but the

B-0- and 0-C-bonds. Possibly both the intcraction of teira-
methoxy=-silane with triacetoxy-boron and the interaction of trie
methyl borate with diethyl-acetoxy-silane procceds according to
c¢yclic mechanisms. The reaction, however, car practically not be
carried out in absolutely anhydrous conditions, Traces of woter
in the components or in the rcaction medium cause a hydrolysis

of one of the initial components, Methyl alcohol

CH3018H or acetic acid is separated which causes either an
alcoholysis (Ref 4) or acidolysis of the other initial components
and the formation of methyl acetate. Thus the processes covered
by equations (1) and (2) can contain sevoral groups of reactions,
All these reactions have one common feature: in all cases the

CIA-RDP86-00513R000927810004-0"
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Investigation of the Reaction Mechanism of the Formation 80V/79-29-5-20/15
of Polyorganoboron-Siloxanes by Means of the Heavy Oxygen Isotope

018-CH3-bond is maintained. The formation of CH5COO1BCH3 is

accompanied on one hand by the rupture of the B-01BCH3-or

the Si-OwCH}-bond and on the other hand by the rupture of the
SiO-COCHj- or BO-COCH3-bond. There are 7 roferences, 4 of which
are Soviet.

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute of Elemental Organic Compounds of the Academy of
Sciences, USSK)

SUBMITTED: March 21, 1958
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AUTHORS : Vol'pin, M. Ye, Akhrem, I. S., Kursanov, D. N.
TITLE: Reaction of Tropylium Salts With Aldehydes

PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, ¥r 9,
Pp 2855 - 2857 (USSR)

ABSTRACT: The present paper deals with the investigation of the
reaction of tropylium salts with aldehydes, basing om the
bapers quoted by references 1,2. Quing to the mobility of
a-hydrogen atoms of aldehydes, hydrogen is readily replaced
by deuterium or bromine in the latter (Ref 3). Various con-
densations are made possible thereby:

—i~cno+n+ _—)>i — cHO+H'

The authors found the cation of tropylium to react likewise

with aldehydes. Already at room temperature (but more rapidly

and in better yields at higher temperatures) one of the q-

hydrogen atoms of aldehyde is replaced by the cycloheptatri-
Card 1/3 enyl residue:
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This course is followed by the reaction of tropylium bromide
with acetic, propionic, isobutyric acid aldehyde, which con-
tain three, two o} one a-hydrogen atom, respectively. Mcno-
substituted aldehydes (I),(11),(I1I) were obtained in a1l
cases. Tropylium salts react likewise with isovaleralédehyde
and other aldehydes, whereas benzaldehyde, which has no
a-hydrogen atoms, does not enter reaction with the above salts
even not with longer heating. The structure of cyclohepta-
trienyl acetic and a-cycloheptatrienyl isobutyric acid alde-
hyde was proven by the identity with aldehydes forming in

the addition of tropylium salts on the corresponding vinyl
ethers (Ref 4) (Scheme 3). The frequency, typical of the carbo-~
nyl group, in the infrared gpectra of the aldchydes obtained
shows that there is no conjugation of the C=0 group with the
C=C double bonds occurring in them. Thus, tropylium salts
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Reaction of Tropylium Salts With Aldehydes 507/73-29-9-1*/75.
s/ (o

were shown to react {(under no rigorous conditions) with
aldehydes containing «- hydrogens, under the formation of a new § :
C~—C bond. There are 4 references, 3 of which are Soviect.

ASSCCIATION:{Institut.organicheskoy khimii Akademii nauk SSSA(Institute ‘
of Organic Chemistry of the Academy of Sciences, USSR)

SUBMITTED: August 22, 1958
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80V/20-126-4-25/62
Vol'pin, M. Ye.; Kursanov, D. M.,  Correspcnding omber AS USSR

T v A B ey

The Effect of Hydrogen Peroxide on Tropilium Salts (Deystviye
perekisi vodoroda na soli tropiliya). A MNew Reaction Involvins
a Narrowing of a Seven-member Cycle (Movaya reaktsiya suzheniya
gsemichlennogo tsikla)

Doklady Akademii nauk SSSR, 1957, Vol 126, Kr 4y pp 7060-783
(UssR)

Several examples are known of rearrangements of tropon and
tropolon derivatives under the influence of cationic reagents
(Ref 1). Benzene derivatives develop, containing the sane
number of carbon atoms as the original compound. Tropilium
salts are subject to an analogous change. They are trans-
formed into benzaldehyde under the influence of oxidizers
(Refe 2, 3). The authors found out however, that the reciprocal
action of tropilium salts and hydrogen peroxide involve a
narrowing of the seven-member cycle, developing in another
direction than described above. If equimolecular amounts of
the two mentioned substances are nixed in a hydrous solution,
a quick exothermal reaction develops. Its main products are:
tenzene, CO, formic acid and hydrogen bromide (Table 1).
Furthermore small amounts of benzaldehyde and phenol develop.

CIA-RDP86-00513R000927810004-0"
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2tlon Involving

The Effect of Mydrogen Peroxide on Tropilium 3:1tg, 4 Yew Ren
a Harrowing of a Seven-member Cycle

CO. Neither is it possible that the reaction passes an inter-
mediate state of benzaldehyde. Thus the reaction of the narrow-
ing of the cycle studied here, differs from analocgzous reactions
in so far, as it takes place under the synchronous splitting-
up of two carbon linkages, at tho game time developing a
non-substituted benzene cycle. In thig regard it is ,possible

t0 compare it to the reactions of the 1,4-climination of sone
bicyclic systems (Ref 5) (see scheme). There are 1 figure,

1 table, and § references, 2 of which are Soviet.

ASSOCIATION: Institut elenentoorganichegkikh goyedineniy Akademii nauk
SSSR

(Institute of Elemental Orpganic Compounds of the Acadeny of
3ciences, USHR)
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VOL'PIN, M.Ye,; PARNES, Z.N.; EURSANOV, D.N.

Hydride transfer in ditropyl ether, resulting in the formation of
tropone and tropylidene. Izw,AN SSSR Otd.khim.pauk no.5:950
My '60. (MIBA 13:6)

1. Institut elementoorganicheskikh soyedineniy Akademll nauk
SSSR,
(Cycloheptatrienone) {Tropylium compounds) (Tropylidene)
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86416
I $/062/60/000/008,/032/033/xx
£.3700 136 B013/B055
AUTHORS Zakharkin, L. I., Gavrilenko, V. V,, Parnes, Z. K., and

Kurasanov, D. N.
S S

TITLE: On the Mode of Addition of Diigobutyl Aluminum Hydride
to Dimethyl Fulvene

PERIODICAL:; Izvestiya Akademii nauk 8SSR. Otdeleniye khimicheskikh nauk, )
1960, No. 8, pp. 1518-1520 '

TEXT: This 1s a brief communication on the reaction between dimethyl Jx; ’

fulvene and diisobutyl aluminum hydride. In this reaction, HA1R2 adds

%0 fulvene. Hydrolysis of the organo-aluminum compound leads to igo- )
propyl cyclopentadiene, isobutane and aluminum hydroxida. From the product :
foermed, no conclusions concerning the course of HA1R2 addition can be

drawn, The tracer method was applied in the present study. The organo-
aluminum compound was hydrolyzed with deuterium oxide and the resulting
deutero isopropyl cyclopentadiene was then subjected to a hydrogen exchange

with 02H50H in the presence of 02H50Na. The reaction conditions were the

Card 1/2
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On the Mode of Addition of Diisobutyl s/o62/6o/ooo/oo's/o52/055/xx
Aluminum Hydride to Dimethyl Fulvene B013/B055

Same as in the hydrogen exchange of isepropyl cyclopentadiene with C_g 0D. J/
These experiments ahow that the addition of diisobutyl aluminum hydrgdg

%o the exocyolic double bond of dimethyl fulvene proceeds in such a man-

ner, that A1R2 adds to the cyclopentadiene ring and hydrogen to the

isopropyl group. To investigate the conditiona of hydrogen exchange, the
authers undertook the preliminary experiments summarized in Table 1, From
these data 1t ig Been that the experimental conditi ong of the fourth ex-
periment were optimal: 1g ml alcoholy 0,05 g Na, 1,60 g hydrocarbon, and
& reaction time of 3 h. These conditions were then applied for investigat-

action. The experimental data ahow that at least 98% of the deuterium wag
bound to the Ting. There are 2 tables and 7 references; 2 Soviet, 3 ys,
and 2 German.

ASSOCIATION: Institus elementoorganicheskikh soyedineniy Akademii nauk
B8SSR (Inatitute of Elemental Organic Compounds of the
Academy of Bolences USSR)

SUBMITTED; January 16, 1960
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§/062/60/000/01 0/017/018
53700 2209, 1%0% uvd BO15A064
AUTHORS: Vol'pin, M, Ye,, and Kursanov, D. N.
\.\
TITLE: The Germanium Analog of Carbenes

PERIODICAL: Izvestiya Akademii nauk S3SR. Otdeleniye khimicheskikh
nauk, 1960, No. 10, p. 1903

TEXT: 1In a previous paper (Ref.1), the authors jointly with Yu. .
Koreshkov investigated compounds of divalent carbon. Proceeding from
the fact that an analogy exists between the electron structure of the /
derivatives of divalent germanium and divalent carbon, the authorsg VX
studied the reaction between Ge* ang substances with nultiple carbon-
carbon bonds, i.e., tolanes, By heating G812 with tolane, a gtable ad-

dition product, melting poiA1 at 300.5—303°C, was obtained, the gross
formula ig given asg c14H1OG°IZ‘ The moat probable structural formula ig

—
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8,863
The Germanium Analog of Carbenes S/062 60/000/010/017/018
BO15/B064
C.H C.H
675< / 675
Ge
/7 N\
I I

and insoluble in ether, heptane, and water. With silver nitrate in an
alcoholic solution, gilver iodide rapidly precipitates. Thus, it may be
assumed that the addition of GeI, to the triple bond of tolane proceeds
analogously to the addition of carbene dihalides. There is 1 Soviet
reference,

This substance is soluble in benzene, carbon tetrachloride, and alcohol, l)‘/

ASSOCIATION: Institut elementoorganicheskikh s8oyedineniy Akadomi{

nauk 83SR (Institute of Elemental -organic Compounds of

the Academy of Sciences USSR)

SUBMITTED: July 19, 1960
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The Additons of Tropylium Salts to 17373
Vinyl Ethers SOV/79-30-1-34 /7¢

It can be a3sumed that the formation or 4 carbonium ion
of tupe (I) i1s an Intermediate stage or reactlion, andg
that the abcve ion 1in nonhydroxylic 30lvents 1g converted
Into bromother (II); 1n aleohol, into aceta) (III); ang
In water, into aldehyde (1v),

E:) mau
n:+:- + @: CH Q R ——t [ f J
v n
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.

0R Br O L 03

Ié - z -
CHCHO CNCNO" e :oq CH\OR ; ,\<DumL\m
B o.— Jw [ T S

AV} ) o

Cycloh@ptatrieny acetaldehvdn way obthnLd in 58y
& 58% yleld
bp 62 /2 mm, & 1. 5340, dq 20 1.0204; cvclohnptatriLnJl-
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8/079 60,/030/04/28/080
016

B0OO1/B
AUTHORS ¢ Vol'pin, M. Y., Akhrem, I. 3., Kursanov, D, N,
TITLE: Reaction of Tropylium Salté\With Compounds Having a

Mobile Hydrogen
PERIODICAL: Zhurnal obshchey khimii, 1960, Vol, 50, No. 4, pp. 1187-1190

TEXTt+ In continuation of their previous papers (Refs. 1, 2), the authors
investigated in the present paper the reaction of tropylium bromide with
derivatives of carboxylic acids and with ketones. The aliphatic mono-
carboxylic acids (acetio, propionic, and butyric acid) and their esters o
(methyl-, ethyl acetate, ethyl propionate) were found not to react with
tropylium salts even on prolonged heating. It is different with compounds
in which the mobility of the a-hydrogen atoms is increased by introduc-
ing activating substituents. Malonic acid, acetoacetic ester, cyano-
acetic ester, and nitro-acetic ester react immediately with the above
salts, already at room temperature. In all cases, the corresponding
substitution products are obtained, with the cycloheptatrienyl radical
baing substituted for one hydrogen atom (Scheme 1). Ketones with a

Card 1/5
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carbonyl group without activating substituents (acetone, acetophenone)

enter intn reaction with tropylium under far more rigorous conditions.

On prolonged heating of the ketones with tropylium bromide, the
substitution of the a-hydrogen atom takes place under formation of a
monosubstituted product (Scheme 2). The introduction of a second carbonyl
group considerably activates the molecule. Thus, acetyl acetone reacts
immediately with tropylium salts, already in the cold. When treating
tropylium bromide dissolved in wator, the dicycloheptatrienyl ester ig v’
known to be formed (Ref. 3). The C-0 bond in this compound, contrary to .
the common ethers, is very unstable, and readily breaks when treastea

with mineral acids to ~ive tropylium salts:

(0737)20 + 2HBr ———p 2c7H7+Br' + B,0. The ditropylium ether wgs

found to react with acetoacetic ester on heating under formation of the

samé product as in the reaction of tropylium tromide with acetoacetic

ester (Scheme 3). The tropylation reaction may generally be applied

%o the synthesis of different cycloheptatrienyl derivatives. There are

3 references, 2 of which are Soviet,
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(Moscow Institute of Elemental- -organic Compounds) -

SUBMITTED: April 27, 1959
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KURSﬁHEKL_E:H:i VOL'PIN, M.Ye,: KORESHEOY, Yu.D.
Illlteraction of dihalo carbenes with tolan, Synthesis of diphenyley-
clopropenons and of diphenylhydroxycyclopropenylium salts, Zhur,
ob. khim. 30 no.9:2877-2884 S 160, (MIRA 13:9)

1. Institut elementoorganicheskikh soyedineniy Akadenii nauk SSSR,
(Cyclopropenone)
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AUTHORS 3 Parnes, Z. N., Zdanovich, V. 1., Kursanov, D. N., o
Gorresponding Member AS USSR e e s
TITLE: The Transfer of the Action of Substituents by Different

Conjugate Systems

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 6,
pp. 1322 - 1324 .

aotion under the same conditions for molacules which have different
systems of conjugate bondsﬁ\the effectiveneas of the tranafer of the
action of the gubstituents through these systems can be estimated. The
authors studied this influence on the reaction rate of hydrogen exchange
with para-substituted derivatives of benzalacetone ¢rans-) (II) and with
the para-substituted 4° -acetyldiphenyl derivatives (III). Eor this reason,
the rate constanis of the hydrogen exchange reaction at 20 C were
determined. These were calculated on the basis of the equation of the
first order, for benzalacetoneq p—dimethylaminobenzalacetoneP p-methoxy-

card 1/3

TEXT: If one compares the reaction constants ¢ in one and the same re- 1)<
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The Transfer of the Actioq of Substituents by s/ozyso/wz/os/zs/oss
Different Conjugate Systems BO11/B126

benzalacetone, p-nitrobenzalacetone, p-chlorobenzalacetona, pP-bromobenzal -
acetone, (gee Table 1), 4'-acetyldiphenyl, 4-nitro-4'~acety1d1pheny1,
4~bromo-4'-acetyldiphenyl, 4-methoxy-4'-acetyldiphenyl, and 4-chloro-4’-
acetyldiphenyl (Table 1). In both cases, the reaction wag carried out under
the same conditions in absolute ethanol, whioh contained deuterjiup in the
hydroxyl group, and with godiupm ethylate as oatalyst. It wag established
that the dependence of the logarithm of the rate constant of the hydrogen V)(
eéxchange reaction with the para-substituted derivativeg of benzalacetone
(Fig. 1) and of 4’ -acetyldiphenyl (Fig. 1), on the constants of g-para-
substituents jg linear. Thus the Gammett equation i8 observed here in

both cases, The authors calculated the values of the constant ¢ for all

the systems analyzed here, They have proved to be equal: for the aceto-
Phenone system (I) = 1.6; for the benzalacetone systen (II) = 0.8; for

the 4'macety1diphenyl system (III) = 0.4, In the ketones examined, the
substituent ig separated from the reaction center by various 8ystems of
conjugate bonds, namely: a benzene ring, a double bond which is conjugated
with the benzene ring, and finally a diphenyl systenm. The authors
established that the conclusion may be drawn from the comparison of the
relative ¢ obtained for the above reaction, that (according to Ref, 3)

CIA-RDP86-00513R000927810004-0"
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merely 0.50 of the electron effect of the substituent is transferred on

the hydrogen exchange reaction by the double bond conjugated with the

benzene ring. In comparison with the benzene ring, the diphenyl system
transfers only 0,25 of this effect. This ig valid on the assumption that

the steric factors of the molecules of the para-substituteqd derivatives

of acetophenone, benzalacetone, and 4'~acetyldiphenyl in thie reaction ;x(/
are equal. The authors thank 4. I. Shatenshteyn, Professor,

Ya. M, Varshavskiy, Ye. A. Yakovleva, and O P. Gey for help in devising

the method useq, There are 2 figures, 1 table, and 5 references;

2 Soviet and 1 Us.

ASSOCIATION; Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute for Elemental-organic Compounds of the
Academy of Sciences, USSR)

SUBMITTED, Karch 15, 1960
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ZAKHARKIN, L.I.; GAVRILENKO, V.V.; DARNES, Z.N.; KURSANOV, D.N.

Order of dilsobutylalunimm bydride addition A
3 n to dimethylful .
Izv.AN SSSR Otd.khim.nauk n0.8:1518-1520 Ag '60, . ( mn§5‘5)

1. Institut elementoorganicheskikh so 3
yedineniy AN SSSR,
(Aluninum organic compounds ) (Fulvene)
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SETKINA, V.N.; XURSAMOV, D.H,
\_____________.

Isotopic exchange reactions involving the hydrogen of halo
alkyls. Roport No.l: Hydrogen oxchunge with tert. butyl chloride
in glacial acetic acid in the presence of aprotic acide. Izv.
AN 555R.0td, khim. nauk no.11:2032-2036 i '60.  (iIRA 13:11)

1. Institut elementoorganicheskikh soyedineniy AN SSSH,
(Deuterium) (Butyl chloride)
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i KLAJMAOV, L. Y., SATRII, VLI
Proten nobility of hydropcen icng in aeetyl cllorice, Lodl.
Al 5584 137 no, 1:96-C6 lx-ip '61, (BL 1422

1. Inctitut olementoorgunichiiliikh soycdireniy hkedenii rauk
SoShe 2. bholn—ko*rosror(gnu AV 8383 (Lfor Kersuiov),
(icotyl ehloride) (Protens)
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IETSKAYA, N.K.; PARMES, Z.K,
Izv, L1 GSSR, Otd, khim,
(MIna 1432) ’

Lt

_KURSANCVy Dula3-
Reacticna of cyclopentadienylides,
nauk no. 1:140-144 Ja ‘61,
1, Institui elementoorgunicheskikh soyedineniy AI' 8087,
(Cyclopontadiene) .
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SETKINA, V.N.; KURSANOV, D,K.

>

Ionization of tert-alkyl trifluorqacetates in anhydrous trifluoro-
acetic acid. Iav. AN SSSR, Otd. khim. nauk no.2:378 F '41,
(MIRA 1432)
1. Institut elementoopganicheskikh soyedinenly AN 8SSR,
(Acetic acid)
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. KURSANQOV, D.N,; BYKOVA, Ie.V,; SETKINA, V.N,

Isotopic exchange reactions involving a hydrogen of alkyl balides,

Report No.2: Hydrogen exchange of tertiary alkyl chlorides in
Izv.

anhydrous acetic acid and in the presence of aprotic acidas.
AN 8SSR Otd.khim.nauk no.,:664-667 Ap 161, (MI* “424)

1. Institut elementoorganicheskilkh soyedineniy AN SSSR,
(Deuterium) (Alkyl chlorides)
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SETKINA, Vc N. ,’ .;KURSANOV’ D.Na

Isotopic exchange reactions involving a hydrogen of alkyl halides,

Report No. 3: Role of aprotic acids in hydrogen exchapge reactions

of alkyl chlorides. Izv.AN SSSR Otd.khimi.nauk no.4:668-672 Ap 161,
(MIRA 14:4)

1. Institut elementoorganicheskikh soyedineniy AN SSSR,
(Acids, Organic) (Alkyl chlorides)  (Deuterium)
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Isotopic exchange veuctions involving a hydrogen or alkyl halidea,
Report No.4: Hydrogen oxchange of tertiary alkyl bromides in
anhydrous acetic acid Im the presence of aprotie ncids. Izv,

AN SSSR. Otd.khim,nauk no,7:1303-1306 J1 '61, (MIRA 14:7)

1. Inatitut ""eleme:;‘toorganicheskikh soyedineniy AN SSSR.
(Alkyl bromides) (Deuterium)
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SETKINA, V.N.; KURSANOV"I_)__N_____

Isotopie exchange of hydrogen in primry and secondary alkyl chlorides.
Dokl, AN 88SR 136 no.6:1345-2348 F 161, (MIRA 14:3)

1. Institut elementoorganicheskikh soyedineniy AN SSSR, R, Chlen-
korrespondent AN SSSR (for Rursanov),

(Alkyl chlorides)

(Deuterium)
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VOL'FIN, M,Ye.; KORiSSHKOV, Yu.D.; KURSANOV, b.N,

Silicon analog of carbenes and the synthesis of a silicon-
containing three-membered heterocycle. Izv., AN SSSR. Otd.
khim.nauk no.7:1355-1356 J1 '6l. (MIRA 11."7)

1. Institut elementoorganicheskikh soyedineniy AN SSSR.
(Silicon orgapic compounds)
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URSANOV, D.N.: BARANETSKAYA, N.k.

K
Structure of N-benzyl pyridinium r-e,tlapantadieuygilu Izv. AN SSSR,
Otd.khim.nauk no.9:1703-1704 S '@1, (MIRA 14:9)

1. Institut elementoorganicheskikh soyedineniy AW SSSR.
(Pyridinium compounds)
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. KURSANOV, D,N.; PARNES, Z.N. =

New data on hydride rearrangement reactions. Usp.khim, 30 no,ll:
1381-1390 N 161, (MIRA 14:10)

1. Inatitut elementoorganicheskikh soyedineniy AN SSSR,
(Bydrideaf)'_‘;
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SETKINA, V.M.; KURSANOV, D.MN.; VITT, S.V.; MARTINEOVA, N.S.
Sebdtiia JA L

Isotopic exchange of hydrogen of primary alkyl chlorides in the
presence of aprotic acids. Izv.AN SSSR.Otd khim.nauk no.ll:
2081-2083 N 'é1. (MIRA 14:11)

1. Institut elementoorganicheskikh soyedineniy AN SSSR.
(Hydrogen--Isotopes) (Chlorides)
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KURSANOV, D,N.; VOL'PIN, M.Ye.,, doktor khimicheskikh nauk

New nonbenzenold aromatic systems and the problam of aromaticity,
Zhur., VKHO 7 no.3:282-290 '62, (MIRA 15:6)

1, Chlen-korrespondent Akademii nauk SSSR (for Kursanov).
(Aromatic compounds)
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SETKINA, V.N.; KURSANOV, D.N.; BYKOVA, Yo V.

e s

Isotopic exchange of hydrogen in trifluoroacetic acid esters.

Report No,l: Hydrogen exchange of alkyltrifluoroacetates with

trifluoroacotic acid. Izv.Al SSSR.Otd.khimsnsuk no.8:1367-1372
(MIRA 15:8)

Ag 162.

1., Institut elementoorganicheskikh soyedineniy AN SS3R.
(Hydrogen-Isotopes)  (Acetic acid)
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8/062/62/000/011/002/021
B101/B144 :

AUTHORS s Nesmeyanov, A. N., Kursanov, D. N.y Setkina, V. N.,
Kislyakova, N. V., and Kocheétkova, N. S.

TITLE: Study of hydrogen exchange in nonbenzoidic aromatic systems
(cenes). - Cozmunication 1. Hydrogen exchange of ferrocene,
and mono- and diacetyl ferrocene, with acids

PERIODICALs -Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh
nauk, no. 11, 1962, 1932 - 1936

TEXT: An investigation was made of the hydrogen exchange between the
following, dissolved in benzenes- ferrocene, acetyl ferrocene, diacetyl
ferrocene, or toluene and trifluoro deutero acetic acid at 259C, and of
ferrocene with deutero sulfuric acid. In acetylated ferrocenes, the .
-deuterium added.on the acetyl group was removed by 160 - 170 hra standing ./
in 10% alcoholic XOH solution, and the amount of deuterium added on the —
‘cyclopentadienyl rings was determined from the density of the water obe-

tained when the compound was burned. The compound s acid : benzene ratio

was 1 1 3 3+ 20, Experiments with CF}COOD gave the following rate constants

Card 1/2
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Study of hydrogen exchange in... B101/B144
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for the exchange reaction (aec'l)x ferrocene 1.6°10 "; acetyl ferrocene

1.5-10-7; diacetyl ferrocene 7.7-10-8; toluene 5'10-8. Under the given
conditions, benzene -did not react with CFBCOOD. A 50% hydrogen exchange
between ferrocene and D2504 occurred after 5 min. But no isotopic equi-
librium was established because part of the ferrocene oxidizes to
ferricinium ion, which does not react with D 304, as has been shown by

special experiments. On the other hand, deuterium phosphoric acid had no \
oxidizing action; here the exchange proceeded until reaching equilibriua.
There are 6 tables.

\——

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute oi Elemental Organic Compounds of the
Academy of Sciences USSR)

SUBKITTED: March 28, 1962
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JIES, Z. N.; BARANETSKATA, N, K,; KURSANOV, D, N,

Relation between triethyl oxonium flucborate and hydride~
jon donors., Izv. AN SSSR Otd. khim, nauk no,12:2238-2240
D 62, (MIRA 16:1)

1. Institut elemsntoorganicheskikh soyedineniy AN SSSR.

(Oxonium compounds) (Hydrides )
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VOL'PIN, M,Ye,; KURSANOV, D.N.

Three-membered aromatic heterocycles, Part 1: Theoretical premises,
Zhur,ob.khim, 32 no.4:1137-1141 Ap '62, (MIRA 15:4)

1, Institut elementoorganicheskikh soyedineniy,
(Heterocyclic compounds)
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VOL'PIN, M.Ye.; KURSAROV, D,N

Three-memtered aromatic hetsrocycles, Part 23 Preparation. Car-
32 no.431142-1146 Ap 162,

benes and carbgnoids. Zhur .ob.khim,
(MIRA 1534)

1, Institut elementoorganicheskikh soyedineniy.
(Carbenes) (Heterocycli” compounds)
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VOL'PIN, M.Yo,; KURSAROV, D.N.
Three-membered aromatic heterocycles, Part 3: Reaction of a
germanium analog of carbenes with tolan, Synthesis of a
germanium-containing three-membered ring. Zhur.ob.khim, 32
ro.5:1455-1460 My 162, (MIRA 15:5)
1, Institut elementoorganicheskikh soyedineniy AN SSSR.
(Germanium organic compounds) (Heterocyclic compounds)
a4
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AUTHOR: Vol'pin, M. Ye., Dulove, V.G.. and Kursanov, D.X, X

TITLE: " Three-membered hetercaromatic campounds. Report . Interaction
betwesn germanium di-iodide and acetylens, and the synthesis of
a threa-membered heterceyclic compound and a germaniunecontaining

———.

. polymer. v

PERIODICAL: Akademiya\nauk SSSR. Izvestiya. Otdeleniye khimicheskikh nauk,
no. 4, 1963, 727731

TEXT: The purpose of the study was to contimue the research on forma-
tion of stable three-membered heterocyclic compound formed during the addition
of germanium di-iodide on the triple carbon-carbon bond of diphenylacetylene
and to obtain germanium heterocyclics with a simpler etructure not containing
the phenyl proups., Gel, is added to acetylene at 130-1400, the reaction pro-
ceeding analogously to-the additlon to diphenylacotylene zud resulting in the
formation of the three-membered heteracyclic 1,l-dilodogermirene (2,2-diicdo-

Card 1/3
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Three-membered hetercaromatic .csece O

2-germaniumcyclopropene). During the reaction of of Gel, with acetylene,
considsrable quantitles of polymeric products are obtained in addition to the
three-membered cyclic, Infra-red and nuclear magnetic resonance spectra
indicated the obtained polymer had the following structure:
: R R
o

|
-CH=CH - Go ~ CH = CH = Go =
! I
R . R n

where R=1I, ¢ s or 06!!5. In structure these polymers are close to the so-

‘called organic semiconductors and can represent great interest fram the
viewpoint of the character of the interaction of the pi-electrons in the
-~ polymer chain, since the interaction of pi-electrons of double bonds with -
" dworbits of germanium can contribute to partial delocaliczation of pi-electrons

‘A‘caji.d2/34“ LTI
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Three-membered heteroaromatic «.e.e.

in the polymer chain. There are 2 figures. The most important English-language
reference reads as follows: K, B. Wiberg, B. J. Mist, J. Amer. Chem. Saa.,
83,1226 (1961).

ASSCCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR
(Institute_of Organc-Elemental Compounds, Academy of Seiences

USSR)

SUBMITTED: June 9, 1962

Card. 3/3
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VOL'PIN, M.Ye.; AKHREM, I.S.; TERENT'YEVA, Ye.A.; KURSANOV, D.N,

PRNEERERE

Mochanism of tropylation reaction, Izv,AN SSSR.Otd.khim,nauk
no.51802-808 My '63. (MIRA 1618)

1. Institut elementoorganicheskikh soyedineniy AN SSGR.
(Tropylium compounds)
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SETKINA, V,N.; KURSANOY, D.N,

Hydrogen exchange of saturated hydrocarbona in hopogenecus media,
Report No.l: Exchange of hydrogen atoms between methyleyclohexane and
deuterium chloride in nitrobenzene solution in the presence of aprotonic
acids. Izv. AN SSSR. Otd.khim,nauk no.6:992-3¢5 Je '63.
(MIRA 16:7)
1. Institut elementoorganicheskikh soyedinenly AN SSSR.
(Cyclohexane) (Deuterium compounds) (Hydrogen)
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VOL'PIN, M.Ye,; STRUCHKOV, Yu,T.; VILKOV, L.V.; MASTRYUKOV, V.S.;
DULOVA, V.G.; KUHSANOV D.H,

Structure of the products obtained in the reaction of acetylene
with bivalent derivatives of germanium, Izv. AN SSSR, Ser,
khim, no,1182067 N '63. (MIRA 17:1)

1. Institut elementoorganicheskikh soyedineniy AN SSSR.
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;AUTHOR?: Vol'pin, M. Ye.j Dubovitskiy, V. A.; Nogina, 0, V.; Kursan- |
oV, D. Nv\ Cory. wmember AN S§3K) _ !
TITLE: Combining titanocene (dioyclopentadienyl titanium) Wwith tolane

fsouncxz AN SSSR. Doklady*, v. 151, no. 5, 1963, 1100-1103 E

b

TOPIC TAGS ¢ dicyclopentadienyl titanium ditolane, titanocene,
‘dicyclopentadienyl titanium, tolane, diphenylacetylene, 1,2 3,
atetraphenylbutadiene, titanoceneditolane

‘ABSTRACT: Because of its carbenoid charaoter, dicyclopentadienyl ti-
‘tanium was selected for reaction with diphenylacetylene (tolane) in a
'1:2 ratio to form the stable titanoceneditolane. The latter cleaved
.upon brominating to form titanocene dibronide and the dibromide of a o
Ti-free hydrocarbon. Heating, or treatment with aqueous or non-aque~

"ous KOH, gave 1,2 3,&-tetraphenylbutadiene. Orig. art. hast 10
formulas,

| © ASSOCIATION: Institute of organomtallic compounds, Acadeny of Sciences, SSSR
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':'TITLE: Revereibléfhyd'r"ide exchange of hydrogen in Si-H bonds of phenxlsﬂanes‘ :
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. TOPIC TAGS: phenylsilane, ‘hYdrogen deuterium exchange, isotopic hydrogen
© 1 exchange, exchange reaction kinetics, nucleophilic reaction

-

"+ ABSTRACT; The first example of reversible hydride exchange in organosilanes - JK
. wan obgerved in the reactiong of phenylsilanes with L{AID, in ether solution in

. ! which the hydrogen atoms in the Si-H bonds were exchanged for deuterium. The

7 kinetics of the isotopic exchange of hydrogen were studied in reactions of LiAlD, ~

" with mono-, di-, and triphenylsilanes; the rates og the hydrogen exchange fer q .
 these compoundg at 30C were 5.7 107", ¢ 16"°, and 2.6 < 1077, respective- - |
_ly. The more rapid exchange rate for the diphenylsilane was explained by the :

' gtrong electron acceptor nature of the phenyl group in comparison to the Si atom,
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R indicating the nucleophinc uature of this reaction. The slow exchange rate in the
Ce triphenylsilane waa attributed to steric hindrance. Orig. art. has: no graphics

' ASSO(‘IATION Institut elementoorganicheskikh soyedineniy Akademii nauk SQS
- (Inatitute of Organofnotanic Comgcund& Aoadamy of Belences SS8R) Sl
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-’;SUBMITTED 16Jul64 - - - - ENCL:00 . [
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KURSANOV, D,N,; TODRES, Z.V., kand.khim.nauk

. ' : w) structure; symposium in
Important problem in the theory of qxemlwl shru m ]
erl;;ncow. Vegt.. AN SSSR 34 no.9:129-131 8 164, (MIRA 17:10)

1. Chlen-korrespondent AP SSSR (for Kursanov) .
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PARNES, Z.H.; MUR, G.D.; KUDRYAVTSEV, R.V.; KURSANOV, D.H.

Interaction of tropylium bromide with tertiary butyl alcohol,
Dokl, AN SSSR 155 no.6311371-137, Ap '64. (MIRA 17:4)

1. Institut elementoorganicheskikh soyedineniy AN SSSR, ,
2, Chlen-korrespondent AN SSSR (for Kursanov), _
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PARNES, Z.No3 MURy G.Dej KURSANQV, D.H.

Reaztion of tropylium with ethylene oxide. Dokl, AN 5SSR. 159
n0o4u857"860 D '64, ,"{IRA 1801)

1, Inastitut elementoor%anivhecdkh soy=dinenly AN SS8SRe 2. Chlen

korrespondent AN SSSR (for Kursanev),
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KUFLSANOV D 11., SETKINA, V,N.; BYKOVA, Ye,V.
Hydrogen exchange of saturated hydrocarbons in homogencous media.,
Report lo.2: llydrogene exchange of methyleyeliohexane in solutions
of trifluoroacetic and sulfuric acids at difierent values of the
acidity function. Izv. AN SSSR Cer. khim. no.2:249-251 165,
(MIRA 18:2)
1. Institut elementoorganicheskikh soyedineniy AN SSSR.
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| ACCESSION NR:  APS007566.

Rt

- Posb/Prly R
S/O020/65/'160/0_05/1090/1092 7}{ o
;:AU’I‘HOR: Hesmeyanov, AN (Academician}; K\'n"sanov' D.

, . (Corresponding member (5 °
,:&H S88R); m'chevska}'&, V. Doy Kochetkova”mﬁmk‘{:ﬂ&; NQY—M“' ; ‘

. iTITLE: Reactioﬁs ‘oE‘ t_gi‘férzﬁdéﬁjipﬂgééhiqg oxide /

i i £33

N —— . ——aEA.

.. |SOURCE: AN SSSR. -Doklady, v. ;sgg_no.‘ 5, 1965, -1090-1092
TOPIC TAGS: chlopentadienyl:/mgtal, ferrocene, ‘iron organic compound, phosphine
| oxide, organometallic compound : _

£BSTRACT:. Triferioggnylghos_phine-»ovx‘iAde»was,' sulfonated to produce tris(l-sulfo-
.. |~ferrocenylene-1'}phosphine oxide: ... . ... .. ... 0T

| o 43500 5 oo, L
The product readily forms water-goluble salts when acted upon by Na, Ba, Pb and Mn
carbonates, 'and its aqUeous soluticnas are extremely unstable. WHhen acted uponby- [ .- [
{excess dilute HZSQQ,'.tvifemcenylphosphine-ioxi_de decomposes to form difervocenyl- Py
phosphonie¢ acid. This easy detachment of only otte ferrocenyl radical {s tq';iciue‘
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y

o deccmpoéit,’ibn’ iias observed on ‘pyz‘olonged»hoi.?.ing-of triferrocenylphosphine oxide "

with 50% NaOH. A hydrogen {sotope exchange reaction was conducted in trifluoro- ..

acetic acid containing S1.% at. % deuterium, and the kinetics of this exchange were B

investigated. The rate constants of the hydrogen cxchange ( } were calculated
to be 1.6x 1077, 1. tx 1077, and 12.8x 1077 sec”! respectively. These values point
to strong electrom-acceptor properties of the phosphine oxide grous.

about 50 at. % deuterium showad that most of the deuterium was present in the un-
substituted cyclopentadienyl rings. - The authors conclude that the electrophilic -
substitution reactions, i.e.; sulfonation and bydrogen exchange, take place pri~ -
merily in the unsubstituted cyclopentadienyl rings of ferrocenylphosphine oxide. :
The experimental procedure employed is described. Orig. art. has: 1 table.

ASSOCIATION: - Institut elementoorganitheskikh soyedineniy. Akademii nauk SSSR
(Iastitute of Orpanometallic Compounds, Academy of Secisnces SSSR)

“ENCL:+ 00 i1 - §UK CODE: 0C
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;AUTHOR: Hesmeyanov,ﬁ; M. _'Kﬁﬁgg&gl Q§ g(. (Covrespondi_ng membar AN SSSR);,
‘Nefedove, M. N.j Setkina, V. R.; Perevalova, L. G.

A
i

R

“TITIE: The’replacement of a Balogen by a proton in Lhglogencferrocenes

i

i - E— e S

SOURCE: AN sssR. Doklady. v 161 no..', 1965, 1349-1351

i
|
i
I
!

'-ZTOP.IC TAGS: halogen, ferrocene dautemum

ABS RACT: 1In stud;ing “the 1sotop1c e&change of hydrogen in acid rmedia an u1expect-}
‘ed reaction of fodoferrocene with the acid was detected. In treating soluticns of
g\odnfarrccrpe in organic solvents (benzane, methylene chloride) with deuterotri-
: flucrcacetic acid (95 atcmic percent deuteriuri there IS & repid formation of the = S
- :.*’;L:vr’}e—QE‘:‘r:—iG’}—aﬁd—a—Gﬁm"“’ compou ne of {odoferroecerne Tt th iedine. The ferri- . -
‘cine cation after reduction by sodium sulfite yiclds ferroceme containing 2.5 stomic S
‘percent deuterfum, which corresponds exactly to the rfplucemant of the. zedlne atom .0
by deuterium. In the case of bromo-~ and chloroferrocene the substitution of ¢. o e
! terium for the halogen also is observed but to a lesser extent than with xodoferrc—i '
cene. For the tests L ml of deuterqtrifluoroacet‘c aczd {35 atemic per;ent deu~ :

|cara 172 o e T L

R A LTS DRI VLAV USRS pRIESRDSETREEE R S SRR L el s S L LTS 8 R
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| ACCESSION NR: AP5012767

, | o - - - '
tffter‘ium, boiling point of 71-72°) which had been previously saturated with nitrogen ..
lwas added to a solution of 0.6 grams (0.0019 mol} of iodoferrocene (melting paint 1. .
| of 45-16°, from methanol) in 1.5 ml of benzene in a stream of pure dry nitrogen.
immediately a violet color appeared and a black-violet precipitate settled out. "

' After 1-2 hours the precipitate was removed and the ferricine cation was extracted
| from the filtrate with water. The aguecus blue extract was treated with sodium -
‘sulfite until a yellow color appeared and was extracted with ether, After driving

%off the ether the yield was 0,09 grams (0.005 mol) of ferrocene. The precipitate ’ <
__iwas washed with benzene and purified through sublimation in a vacuum. The bromo- . ° .
| ferrocene and chloroferrocene were treated in a getﬁﬁi'ry“simiiarmefffspiﬁ—fé- e

lart: has: two.sets of equations. -
 ASSOCIATION: Institut elémentco;?ganich:eskogo sinteza Akademii nauk SSSR (Igstit'utg‘; o
of Elementoorganic- Synthesis: Academy-of Sciences, 8SSR).. .. . DR
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SOURCE CODE:  UR/006:2/65/000/012 /‘;{ém/éggc%;
¥

AUTHOR: Kursanov, D. N.; Setkina, V. N.; Nefedova, M. N.; Hesperanov. Ao N .g,
ORG: Institute of Organometallic Compounds, AN SSSR (Institut elementoorganichesikikh

soyedineniy AN SSSR) ,j

TITIG: Isotopic exchange of hydrogen in alkyl

SOURCE: AN SS9SR. Izvestiya. Seriya khimicheskaya, no. 12, 1965, 2218-2220
TOPIC TAGS: isotope, hydrogen, ferrocene, electron donor, acetic acid, benzene,
chemical kinetics

ABSTRACT: The reactdon of the isotoplo exchange of hydrogon in acid meodia

Was used as a model for invostigating tho laws of olotrophilic substitution

in aromatic systems. Forrocone readily entors into this reaction and the
acetyl groups introduced into the ferroceno molecules markedly reduce the ¢
exchange rate of the hydrogon atoms on thoe nmuclous. By investigating tho
_offect of electron-donor substitutes in ferrocene on its reactivity, the
authors determined the rate constants of tho isotoplc exchange of hydrogen of .
methyl-, ethyle and 1,1'~dlethylforrocones in a mixture of douteroacetic and .
trifluoroacetic acids. It was shown that the introduction of alkyl groups
enhances the reactivity of the ferrocense nucleus to a mich smaller dogreeo
than that of the benzone nuclous, In alkylferrocones all the hydrogen atoms ;
.of the ferrocene nuoclous participate in tho exchange, and tho netics of ' —
‘isotopic exchange is not affooted by the differonces in the roactivity of
the various positions. Orig. art. has: 4 tables. LJPRS: 36,455]

SUB CODE: 07 / SUBM DATE: 2lApr65 / ORIG REF: 003 / OTH REF: 001
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L 35327-66__ EWT(m)/EWP(3)__ RN ' i :
ACC R, AP6026836 SOURCE CODEs UR/0020/66/165/002/037/03717 1 |
AUTHOR: Nefedova, M.N.; K D, N.(Corresponding member AN SSSR); Setkina, V.N,;
Perevalova, E.G.; Nesmeyanov, A.N, (Academician) -

] ORG: none ~§g€’

| J (1 S 4

| TITLE: Effect of substituents on the rate of igsotopic hydrogen exchangd in ferrogeno

; derivatives

SOURCEs AN SSSR. Doklady, v. 166, no. 2, 1966, 37u=377

TOPIC TAGS ferrocene, electron dinor, dissociation constant, substituent, reaction
rate

ABSTRAGT: The authors determined the rate constants for acid isotopic axchange
of hydrogon in six monosubstituted and four disubstituted ferrocenes. The
rolative rato constants Kno1 Wore then calculated assuming unity for
unsubstituted ferrocene, %%e substituents studied included both electro-
donor and electron-accopter types. An analysis of the rosultant data shows
that the eoffoct of the substituent on tho reactinn rate in an aromatie
compound may be described as a combination of induction and conjugation. The

i conjugation effect is much less important in this case than it is in olectro-
philie substitation in the benzene series. It was found that the substituent N

Card_1/2 UDC¢ 5h6.ll.2+5h2.957+5b6.'{2
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i constants obtained from tho dissociation constants for phenylacetic acids may

'be used as a quantitative indox of the offect which the substituent has on % ’

‘ the reaction rato., Curves for In k/k, for all substifuents studied show a

- 1inear corrolation with those constants., Hotorocyclio disubstituted deriva-
tives lie on this same line if doubled values of substituént constants are used,
i.0., the substituents havo an additive effect within the limits of experimental
error. The authors thank S.L, Portnova and G.P, Syrova for taking the nuclear
reso;ih;xce ipec;ra. The authors further thank V.A, Pal'm and N,P, Gambaryan for
participating in the discussions of the results, Orig,.. art, hass 1 figure and

1 table /JPRSs 36, LS5/ ; i
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TITIEt Isotopic oxchange of hydropsn atons of menganasa cvu]opnntndionfltxivarbonjlj
\ and” rhonlum cyélopentndinn"ltrLcaxhonyl ‘n allaling rodia

% ORGs Institute of Orpganometallic Compounds, Academy of Scionens, SS5R (Institut §

A
SOURCE: AN S3SR, Izvestiya. Seriyas khimiches kaya, nv. 5, 1945, Qui

TOPIC TAGSt hydrogen, mangeness compound, rhonium compound, doutorium me/Op
taotopde srehkesqa

ABSTHACTt The afthors found that manganese cyelopsntadionyltricarbonyl (1CT) and .
rhenium cyclopentadienyltricarbonyl (HCT) entor into the reaction of isolonle exshanca
of hydrogen under the influence of alkall catalysts, For oxample, all tho hydragon
atoms of the cyclopontadienyl rings of ICT and RIT ars axchangad for dauterium in thy
reaction with deutercethanol in tho prosonce of zedium alochola b kinatles of
this reaction were studied at 100°C at molar ratios MIT ovr RCVsColgOhioadigUin = 10 0~
12019.5. The rate constants of hydrogan oxchangze undar L itions ave 3 2 107V
. sec=l and 80 x 10~0 sec=!1 for MCT and RCT respoctively, 1,)., tha ralative reactivity

i of tho cyclopentadienyl rings of the rheonium dsvivative Lo almozt 7 timaz thal ou -

L /2 UDCt 547 1'3 + 541,127 + 539.183.2 + 661. 183 i23
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creases, whereas in alkeline media tho opposite is obsorved.,
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Title t Some of the newest "revelations' of bourgeois gnosiologists

Periodlcal 1 Vest., AN SSSR 10, 72-8l, Oct 1954

Abstract t The author ridicules the newest publications of gnosiologists (epistemolo -
gists) of western nations, claiming they are enveloped in mysticism,
agnosticism and servants of fideism and religion, and tools of the imperi -
alistic rcaction against the great teachings of Marxism-Leninism, Twenty-
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